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(57) Abstract 

Disclosed are stabilizer compositions comprising specific mixed partial salts of a lower alkyl vinyl ether-maleic add copo- 
lymer wherein said partial salts containing from about Id % to about 40% free acid, and as the cationic salt function: (a) from 
about 0.1 % to about 80 % strontium cations; and (b) from about 0.1 % to about 65 % dnc cations of the total initial carboxyl 
groups reacted. Also disclosed are denture stabili^ng compositions comprising these mixed partial salts, as well as denture stabi- 
lizing compositions comprising a safe and adhesively effective amount of two or more denture adhesive components wherein one 
of said denture adhesive components is the mixed partial 5alt(s) of the present invention. 



FOR THE PURPOSES OF INFORMATION ONLY 



Codes used lo identify Siaifcs party 
applications under the PCT. 



.o ihe PCI- on the ftont pages of pamphleu publishing internaiionaJ 



AT Austria 

AU Ausirulia 

BB Barbados 

BE Belgium 

BF Burkina hasu 

BC Bu1g?rta 

BJ Benin 

BR Brazil 

CA Caiuuia 

CF C'^nlnil ATricon Republic 

CG CVinfio 

CH Swiucclaiul 

CI C*6lc d'Woiru 

CM C'amcruun 

CS CV^xhixiluvaLia 

DE Germany 

UK Duumark 

ES Spain 



Ft Hnlond 

FR France 

CA Ciabon 

GB United Kingdom 

GN Guinea 

CR Greece 

HU Hungary 

IE Ireland 

IT Italy 

JP Japan 

KF Uemocralic Pcople'b Republic 

uF Korea 

KR Republic of Korea 

LI l.iechiciblt^o 

LK 2>ri Lanka 

L,tJ LuiuanbonrB 

MC Monaco 
MC MadaBpscar 



Ml 


Mali 


MN 


Mongolia 


MR 


Mauritania 


MW 


Malawi 


NL 


Neihcrlamb 


NO 


Norway 


PL 


Poland 


RO 


Romania 


RU 


Rurisian Federation 


SD 


!>uiJan 


SE 


Swctien 


SN 


Senegal 


SU 


Soviet Union 


TD 


cniad 


TG 


Togo 


US 


United States of America 



wo 92/22280 



PCT/US92/04637 



DENTURE STABILIZING COMP OSITIONS HAVING IMPROVED HOLD 



TECHNICAt- FTEIP 

This Invention relates to Improvements In adhesives, in 
particular, improved denture adhesives. 

BACKGROUND OF THE INVENTION 

Ordinary removable dentures, dental plates, and the like, 
comprise teeth mounted in a suitable plate or base. Dentures 
function as a substitute for missing teeth and serve as a 
replacement for all or a portion of the teeth ordinarily found 
in the oral cavity. Although dentures generally are skillfully 
prepared, often they do not fit perfectly. Moreover, no matter 
how satisfactory at first, after a period of time the fit of 
the denture becomes loose and imperfect due to natural 
shrinkage and changes in the gums, mucous tissues, and the 
like. Loose and imperfectly fitted dentures usually are 
corrected and stabilized by the use of a denture stabilizer. 
Denture stabilizers are used to fill the interstices between 
the dentures and the gums or tissues. Prior to placement of 
the denture in the oral cavity, a denture stabilizer is applied 
to the denture-plate surface which, for a perfect fit, should 
uniformly contact the gums and mucous tissues. The denture 
stabilizer is formulated not only for its adherent properties, 
but also to provide a cushion or gasket between the denture and 
the gums or tissues, thereby positioning the denture securely 
in the oral cavity. 

Requirements and characteristics for a satisfactory 
denture stabilizing composition are many and are dictated by 
numerous factors. Desirably, one daily application of such a 
composition should function as an effective means for 
insulating, cushioning, and securely positioning the denture. 
The composition should retain its characteristics and 



SUBSTITUTE SHEET 



wo 92/22280 



PCr/US92/04637 



Z 



properties in the typical powder and cream forms during storage 
under various climatic conditions such as high temperature and 
humidity; be readily and easily capable of application to the 
denture surface; not be irritating or uncomfortable to the 
user; be safe and nontoxic; have no disagreeable odor or color; 
have no unpalatable taste; optionally provide antiseptic and 
germicidal properties for preventing or inhibiting the growth 
of organisms ordinarily found In the mouth; and function as an 
agent for prevention of putrefaction or "-alodorous 
decomposition of foods or secretions lodging beneath of 
adjacent to the denture. The stabilizing material must be 
capable of imbibing water and saliva and swelling, so as to 
fill the interstices between the denture and the gum or mucous 
tissues The stabilizer should not attack or damage the 
denture, as by causing a crazing of the denture-plate material. 
Additionally, the stabilizer should be stable to bactena 
molds and enzyme systems found in the oral cavity, and have a 
pH that is nonirritating to the oral mucosa, generally 5-8.5. 
preferably a pH around neutrality. The mechanical strength of 
the stabilizing mass, be it gel or colloid, formed by 
imbibition of water should be great enough to securely maintain 
the position of the denture under normal use. and not so great 
as to make denture removal difficult when desired, or as to 
damage or injure the gums, tissues or denture upon removal. 

There has been a considerable effort made over many years 
to develop improved denture adhesives. Both synthetic and 
natural polymers and gums have been used singly, in 
combination, and in combination with various additives. 

European Patent 64.672 to Dhabhar and Schmidt, published 
November 17. 1982. relates to a hydrophilic denture adhesive 
containing an adhesive polymeric fraction comprising 
carboxymethylcellulose (CMC) and polyethylene oxide in a hydro- 

Dhilic vehicle. 

European Patent Application 140.486 to A.J. Desmans, 
filed July 31. 1984 relates to denture adhesive compositions 
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containing a hydrophobically modified water-soluble polymer, 
alone or admixed with an alkali metal salt of CMC. 
Hydrophobically modified hydroxyalkyl celluloses and copolymers 
of ethylene oxide and long chain epoxyalkanes are preferred for 
use in the compositions. 

U.S. Patent 4,280,936 to Dhabhar, Heyd and Schmidt, Issued 
July 28, 1981, relates to improved denture adhesives containing 
a specified ratio of CMC and polyethylene oxide in a mineral 
oil base. 

U.S. Patent 4,474,902 to Dhabhar and Schmidt, issued 
October 2, 1984, relates to improved denture adhesives 
containing karaya gum in a hydrophilic vehicle. See also U.S. 
Patent 4,514,528, issued April 30, 1985, and U.S. Patent 
4,518,721, issued May 21, 1985 to these same inventors, 
relating, respectively, to improved denture adhesives 
containing adhesive polymeric fractions consisting of 
admixtures of partial salts of lower alkyl vinyl ether maleic 
anhydride-type copolymers with CMC or polyethylene oxide, as 
well as denture adhesives containing CMC and polyethylene 
oxide. See also U.S. Patent 4,522,956, issued June 11, 1985 to 
Dhabhar and Schmidt relating to Improved denture adhesives 
containing polyethylene oxide as the sole adhesive component in 
a hydrophilic vehicle comprising certain polyethylene glycols. 

Other denture adhesives are described in U.S. Patents 
4,530,942, issued July 23, 1989; 4,542,168, issued September 
17, 1985; and 4,569,955, issued February 11, 1986. 

U.S. Patent 4,529,748 to H.6.P. Wienecke, issued July 16, 
1985, relates to dental prosthesis adhesives formed from 
film-forming substances such as various cellulose derivatives, 
acrylate polymers, methacrylate polymers, and other 
film-providing substances. 

U.S. Patent 4,138,477 to Gaffar, issued February 6, 1979 
discloses oral compositions to control mouth odor containing 
zinc-polymer combinations formed from zinc reacted with an 
anionic polymer containing carboxylic, sulfonic and/or 
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^-tr;^r3?0^.S88. to D.P. Oe«nn =t a. iss.. 

. ,r dwcrllKS certain water-sersitized, but 

October ""'J.^'^;'; dentures «h1cb .re 

water-msoluble, . „terUU cowristns .Ixed 

:;:Ltl cat,on. are ^rnCnn,:; 
«ter functions In the cop^r^c » ; f '^^^ 

carboxyl aroups be,n, ; hereinafter by the 

ether-Mleic acid copolymers are referred 

. » J "A»E/MA copolymer" and the metnyi vinji 

""^ri^tl. therefore, that combinations of ^xed and 

„..ed partial salts of ;--j:^\:ZS"^Z 
anhydride-type copolymers are useful 

""'°;:r°"tVe search continues for denture stabilizers that 
ni Ivide the above-described characteristics and. 
will provide ine a denture over 

importantly. »111 maintain the sec re f,t of 
prolonged periods (10-14 hours) without the 

"'-'ir a^rdance with the present invention. Improved 
^ 4.U V. .h;,rarteri Sties are obtained m a denture 

tra^nr^nTcoritfor^rx -^"^ 

^ 1 of a lo^er alkyl vinyl ether-maleic acid copolymer. 
"'Tls an object of the present Invention to provide 
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Improved denture stabilizers which are easy to manufacture and 
that will be stable over prolonged periods in the oral cavity, 
yet will allow easy removal of the denture on demand. 

It is a further object of the present invention to provide 
denture compositions which provide the user with Improved 
sensory, such as flavor, benefits. 

It is a further object to provide such stabilizers using 
toxicologically-acceptable, palatable materials. 

It is another object herein to provide stabilizers that 
perform well in the presence of moisture, particularly in the 
presence of body fluids such as saliva, perspiration and blood. 

These and other objects are secured by the present 
invention, in the manner disclosed hereinafter. 

SUMMARY OF THE INVENTION 

The present invention encompasses stabilizer compositions 
comprising: the mixed partial salt of a lower alkyl vinyl 
ether-maleic acid copolymer consisting essentially of the 
repeated structural unit: 

OR 

CH2 CH---CH— CH 

0=C C«0 

(I) 

HO OH 

n 

wherein R represents a Cj.^ alkyl radical, n is an integer 
greater than one representing the number of repeated 
occurrences of said structural unit in a molecule of said 
copolymer and n is large enough to characterize said copolymer 
as having a specific viscosity larger than 1.2, the specific 
viscosity being determined in methyl ethyl ketone at 25*C, said 
partial salts containing from about 15% to about 40% free acid, 
and as the cationic salt function: 

(a) from about 0.1% to about 80% strontium cations; and 

(b) from about 0.1% to about 65% zinc cations 
of the total initial carboxyl groups reacted. 
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, A denture stabilizing compositions 

Hso disclosed are j,„t„„ 
C«„>r1s1n9 these mixed partial salts as we 
sta.1l1.1n, compositions ^--^'^J^j;. .^.„ents 
Tr^rr:; sa°: Z.L .^^U. components Is the mixed 

partial saU(s, of the P-j"^^^^^^^^^ a 
Preferably these mixed group 
..te^sensltlzed Po^er. ^^^^^^^^^ — 
cons,sting of natural J ^ ^^^^^ ^^^t. 

derivatives, """l""/™; fc,„,„ „l.t,ng to the 
All percentages " J" .„ ^.sed 

neutralization of the salts »f ^ ,„ 

„p„n the stoichiometric percent of the cat on P 
salt All other percentages and ratios 

itc Of the present invention are the mixed 
partirarfTiratrvi:,! ether-malelc acid copolymer 
rslslm: essentially of the repeated s^uctural unit: 

OR 

— -CHa— -CH— CH— CH 

o=c c=o 

(I) ■ HO OH 

n 

+c » c alkyl radical, n is an integer 
wherein R represents a C,-* alKY" ^^^^^ 

than one representing the numoer oi k 
greater than one p ^ ^^^^^^^^ 

occurrences of i st ^aid copolymer 

copolymer and n is large enu ^ i 9 thp soecific 

partial salts containing from about 15^ to 

Vr^Z::^^:^ «« cat,o„s, and 
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(b) from about 0.1% to about 65% zinc cations 
of the total initial carboxyl groups reacted. 
R is preferably methyl. 

Preferably, these mixed partial salts comprise from about 
20% to about 65%, more preferably from about 40% to about 65% 
strontium cations, and from about 1% to about 40%, more 
preferably from about 2% to about 20% zinc cations and from 
about 25% to about 35% free acid. 

The mixed partial salts preferably further comprise from 
about 0.1% to about 10%, and more preferably from about 0.1% to 
about 5% iron cations. The mixed partial salts also preferably 
further comprise from about 0.1% to about 25%, and more 
preferably from about 0.1% to about 20% sodium cation. 

The subject polymeric salts are advantageously prepared by 
the interaction of the AVE/MA copolymer (I) with cationic 
calcium, sodium, zinc, strontium and iron compounds having a 
functional group typical of reactants of carboxyl ic acid, such 
as, for example, the hydroxide, chloride, acetate, carbonate, 
halide, lactate, etc. in an aqueous medium. In a preferred 
embodiment, the carbonate of strontium, the oxide of zinc, 
chloride of Iron and hydroxide of sodium are utilized. Since 
zinc hydroxide is not commercially available, its use as a 
reactant is readily and more economically accomplished by 
employing an aqueous slurry of particulate zinc oxide which, 
although practically insoluble in water, provides hydration to 
zinc hydroxide on the particulate surface. Aqueous solutions 
of strontium oxide, however, which form the hydroxide when 
treated with water (caution: heat evolution), may also be 
used. 

Anions that form toxic, irritating or contaminating 
by-products should be avoided, or special precautions and 
treatment provided to assure the removal and absence of such 
by-products from the polymeric salt end-product. The 
particular compound used should be substantially pure to assure 
obtaining a substantially pure, substantially off-white 
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polymeric salt end-product 

The lower alkyl vinyl ether maieic aci 

,,^1 vlny, et^e. such s h ^ -.1 -^^^^^ 

„„yl ether, d1v,nyl ^^>"'- J"'^^] corresponding 

''"'^ T; r/:r.::.:urr;r'r:o:"^^^^ . 

lower alkyl vinyl etner maie ^ anhydride 
rre:l^r— '^Se^e... respect.,.,. In tHe former 

suitable. Said ^^^^ ^ ^.^^ ^bout 50.000 to 

ihe previously described specific viscosity P^--^^^^ 

than 12 When the anhydride copolymer dissolves in water the 

than 1.2. wnen^ ^hat the highly polar. 

the rate of anhydride-to-acid hydrolysis. 

t! Leral the lower alkyl vinyl ether-maleic acid 

copolymer (I). r ^^^^ J ^.^^ ^ ^.^.^ng to form 

water preheated to ^^out 70 ^^^^.^^^^ 

;;rr=nrtr.t t^: "...r: ^—^^^^^ 

l^t 90-C with stirring to ensure co^lete hydrolysis of the 
SUBSTITUTE SHEET 
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anhydride to the acid form. Heating is then discontinued 
although mixing is continued until the batch turns clear with a 
simultaneous decrease in viscosity (about 65-75''C}. An aqueous 
solution of the strontium salt forming compound, or, for 
example, an aqueous dispersion of particulate strontium 
carbonate is combined with zinc and iron chloride In the form 
of a slurry, in an amount sufficient to provide the desired 
strontium and zinc cationic content desired in the end-product, 
is separately prepared at ambient temperature and slowly added 
to the hot polymeric acid solution with continuous vigorous 
mixing so as to prevent localized precipitation of the cationic 
polymeric salt. After the zinc, strontium and iron have 
reacted, an aqueous solution of sodium hydroxide Is added 
slowly, in the amount sufficient to provide the cation sodium 
content desired in the end-product. After addition is 
complete, mixing Is continued to ensure that all the salt 
forming compounds are reacted with the copolymer. 

Alternatively, an aqueous solution containing the 
strontium, zinc and iron source is preheated to 70-80"C with 
vigorous stirring to form a homogeneous slurry. The lower 
alkyl vinyl ether-maleic acid copolymer (I) or Its 
corresponding anhydride is then added to the slurry while 
further heating to 90*C and stirring to ensure complete 
hydrolysis. Alternatively, the AVE/MA copolymer, strontium 
carbonate, zinc oxide and iron chloride powders are slurried in 
water at 25** and subsequently heated to 80'C - 90"C for 
reaction to occur. Upon completion of this reaction step an 
aqueous solution of sodium hydroxide is slowly added. 

The strontium, and zinc cations In the resultant mixed 
partial salt of AVE/MA copolymers should be sufficient to give 
a neutralization ranging from about 0.1% to about 80%, prefera- 
bly from about 20% to about 65% strontium and from about 0.1% 
to about 65%, preferably from about 1% to about 40%, more 
preferably from about 2% to about 20% zinc, resulting in a salt 
containing free acid in the range of from about 15% to about 
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40%. preferably from about 20% to about 35%. Sod.um is 
preferably present at a level of from about 0.1% to about 20%. 

The reaction batch is then dried such as by shallow dry. n 
trays in a convection oven maintained at about 70-C with ot 
air Circulation to evaporate the water content and recover the 
olymeric salt product in dry for.. Alternatively t 
reaction batch is then transferred to drum dryers "-amta ned at 
80-100 PSIG with hot steam to evaporate the water content and 
recover the polymeric salt in the flake form. 

The resulting flakes may be subjected to milling and 
screening to yield the desired physical properties to provide 
satisfactory denture stabilizing properties. 

Said salts are friable so that appropriate particle size 
and bulk density can be obtained. For best results, drum dried 
Ukes should be milled to a preferred bulk density o abou 
0 5 to about 1.2 more preferably about 0.6 to about 1.1 and 
„;st preferably about 0.7 to about 1.0 grams per cubic 
centimeter while maintaining a specific surface area of about 
0 5 to about 2.5, more preferably about 0.6 to about 2.0. and 
.;st preferably about 0.7 to about 1.5 square meters per gram 
Ground particles should be capable of passage through a 140- to 
200-mesh sieve (U.S.B.S. series) and preferably are less than 
0 3 millimeters in their largest dimension. Bulk densities are 
measured according to ASTM method B-52 (02.05). 

The subject strontium, and zinc AVE/HA copolymer salts 
have exceptional adhesive qualities when contacted with water 
or saliva such that they are extremely useful as denture ad- 
hesive materials in denture stabilizing compositions. For such 
use the salt in particulate form is preferably characterized by 
a particle size of at least minus 140-mesh U.S.B.S. sieve; a 
bulk density greater than 0.3 gram per cubic ""ti meter and 
preferably higher then 0.6 gram per cubic centimeter; and a pH 
between 3 and 8 and preferably between 5 and 7.5. the pH being 
determined on a one percent by weight dispersion in water 

Each of the subject copolymer salts may be utilized in 
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effective adhesive amounts, preferably at least 25 percent by 
weight, as the sole adhesive component or as a co-adhesive in 
joint usage with other active adhesive components in denture 
stabilizing compositions. 

It is preferred that said copolymer salt be used along 
with a co-adhesive in denture stabilizing compositions. 
Preferably, the co-adhesive is a polymeric material selected 
from the group consisting of natural gums, synthetic poljrmers, 
saccharide derivatives, cellulose derivatives, and mixtures 
thereof. In general, from about 15 to about 70 percent, based 
on the total weight of the composition, of said mixed 
calcium/sodiuiVzinc or strontium salt is present. 

Preferred co-adhes1ves include a water-soluble hydrophlllc 
colloid or polymer having the particular property of swelling 
upon exposure to moisture to form a mucilaginous mass. Such 
adhesive materials Include both natural gums and synthetic 
polymeric gums and, among those commonly employed in denture 
stabilizing compositions and which are also suitable herein 
co-adhesive action with the subject mixed AVE/MA copolymer 
salts, there may be mentioned, for example, karaya gum, 
gelatin, algin, sodium alginate, tragacanth, methyl cellulose, 
acrylamide polymers, ethylene oxide polymers, polyvinylpyrroli- 
done , catlonic polyarylamide polymers and, as the most 
preferred, sodium carboxymethyl cellulose and mixed partial 
salts of poly{vinyl methyl ether-maleic acid) copolymer. 

Accordingly, a preferred aspect of the subject invention 
provides a denture stabilizing composition having as a 
stabilizing component an effective adhesive amount of a mixed 
partial salt of a lower alkyl vinyl ether-maleic acid copolymer 
consisting essentially of the repeated structural unit: 



OR 



CHg CH— -CH 

0=C 



C=0 



CH 



(I) 



HO 



OH 



n 
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r r alkvl radical, n is an integer 
„.««<n R represents . C^. C. '-ky ^^^^^^^ 

,„ater than on "P--^^^,^ ,„ , of s.1. 

occurrences of ^„ characterize said copolymer 

copol)»er and n '^ '"^' ^ny larger than 1.2. the specific 

rr;rrr."",:-rr..™~ 

b from about O.W to about 65« zinc cations 

of the total mmal carboxyl =7;-7';^;^„„„ ,„,„es a 

Another preferred aspect of this io.«.tl P 
venture stabilizing composition ^^^^^JJ^^sU. 
adhesively effective »«.unt of ^»\2s,,^ „„p„„,„t, u 
""^°"=7;ar".lTof a lo.er"Z Xl ether-maleic acid 
TpoC nrLve. preferably the co-adheslve Is as 

described „j ,„,e„t1on can optionally 

The composit ons of the pres 

,„clude '^»^' : Lory, Including flavor, 

which provide the user . ^^^^^^ 

, scribed m U^S^ Patent , ^^„,„ 

^-The^oinL Of - P««"--\:ir::r rt! 

in an art-recognized manner '-°«" '° ^ur or 

such as in a ^^J^^^e; Invention' are preferably 

film The compositions of the presem. 

It. nf AVE/MA copolymer. Suitable examples or 
jrilatL disclosed in U.S. Patent 4.513.721. Issued Kay 
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21, 1985 and U.S. Patent 4,514,528, issued April 30, 1985, both 
to Dhabhar et a1 . and both of which are hereby incorporated by 
reference herein. 

It is to be recognized that the adhesive salts of the 
present invention can be used for a wide variety of general 
adhesive uses including, but not limited to, pharmaceutical 
uses (e.g., oral drug delivery and topical bandages); and 
aqueous adhesives (e.g., where adhesiveness in the presence of 
water is required). 

The following non-limiting examples illustrate embodiments 
of the subject invention wherein both essential and optional 
ingredients are combined. It is to be understood that these 
examples are for illustrative purposes only and are not to be 
construed as limiting the scope of the invention thereto. 

Example I 

Into a reaction vessel equipped with a high speed stirrer 
and containing 8.6 kg of purified water heated to 85*C, Is 
slowly added 28.4 grams of zinc oxide and 139.7 gm of strontium 
carbonate. After addition is complete, the temperature of the 
slurry is kept constant with high speed mixing. While keeping 
heat and mixing constant add 311 grams of methyl vinyl 
ether-maleic anhydride copolymer to the reaction vessel 
containing the alkali dispersion over a 15 minute period. At 
about 15 minutes the resulting adhesive polymeric dispersion is 
characterized by an increase in viscosity, and a decrease and 
stabilization of the reaction pH which Is a dispersion of said 
material in water, said material consisting of mixed partial 
strontium zinc salt of methyl vinyl ether-maleic acid 
copolymer. Temperature and mixing remain constant for 60 
minutes. 

The resultant solution of the strontium zinc salt of 
methyl vinyl ether-maleic acid (MVE/HA) copolymer is then 
transferred to shallow stainless steel drying trays and the 
trays placed in a hot air convection oven at 70 for a 
sufficient time to evaporate the water content (about 16-18 
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salt IS then grou ^^^^^ ^.^^^ {U.S.B.S. 

a 1*0-^. sieve and -.en th.cu, ^^^^ ^ ^^^^^^^ 

siwe series). The powa AnaUsIs of the salt would 

0.6-1.2 gra. per cuMc cent«ter^ ^e »^ 

,„d,cate about "^^^^^^^ * ^^^^^^^ ^nh .Inc «nh 3S« 
with strontium and 17.5 particular salt will 

nrrtrhrirrt re^ed tar.. 

Sr/n.5. in partial salt '^J^^^J^J^^^^ „„,ent1o..l 

The product, when use in 
denture adhesives and appl ed to ^ to 

re^rn:\rrpXrr:::t.i aentur, adhes,. 

itself- ^ 

i« T reoeated except that tne 
The procedure of Ex«l ^ 3^, 3 ^ ^he 

,„,low,n, amounts of ; J.,, ^o.a ^ of zinc 

anhydride copolymer, 8.6 kg puriri 

oxide: 153.6 gms of strontium cartonate ^^^^^ 
The resultant powder would h.,e a hu U ^^^^ 
0.6-1.2 grams per cubic ,„„ „f the total 

indicates about « P-^';^,';":;; ^ ' salt molecule, 9.9 
initial carboxyl groups in ^^"^'^'^ neutralization with 
percent neutralization ;r.hhre,1ated tern 

sodium Will be referred to '•^-^^/^^V copoly^r". 
"52.5)isn/12.5»zn sodium partial salt of nvt/ 

fH^rolK III 

.nllowln, the .-al Proced^e of^E^^^^^ ^ "-^ 
r t:.^rr — r ^onowmg strontl^^zmc 
salts of MVE/MA copolymer are obtained: 
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Strontium Zinc 
40.4 9.6 
43.8 16.2 
Each of the indicated MVE/MA copolymer salts, would have a 
bulk density for the minus 140-mesh U.S.B.S. sieve powder 
greater than 0.5 gram per cubic centimeter, and provide 
markedly beneficial denture stabilizing characteristics. Each 
of the indicated salts may be abbreviated by the percent of 
strontium/percent of zinc as done in Examples I and II. 

Example IV 

The MVE/MA copolymeric anhydride-to-acid hydrolysis 
procedure outlined In Example I is repeated. To a vessel 
containing 8.5 Kg of purified water heated to SS^C is added 153 
grams of strontium carbonate. With vigorous mixing, 20.1 gm 
zinc oxide and 6.5 gm of iron chloride is slowly added. After 
addition is complete, the temperature of the slurry is kept 
constant mixing, 308 grams of methyl vinyl ether-maleic 
anhydride copolymer are added to the reaction vessel containing 
the alkali dispersion over a 20 minute period. This produces a 
mixed partial strontium, zinc, iron salt of methyl vinyl 
ether-maleic acid copolymer. 

^xqUPl e V 

Liquid-type denture stabilizing compositions are prepared 
by mixing together the following: 





% w/w 




A g 


Mineral oil, heavy 


44.9 43.9 


Petrol atum 


3.0 5.0 


Colloidal silica 


1.5 1.0 


Sodium carboxymethyl cellulose 


35.0 20.0 


Menthol 


0.1 0.1 



47.5% Sr/17.5% Zn/2.5% Fe partial salt of 
MVE/MA copolymer 15.5 30.0 

100.0 100.0 

In use, the above liquid compositions (typically 0.1-1 g) 
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in the art. 

. crea^-type denture 'sUbiming composition Is prepared 
by mixing together the following: 




Mineral oil, heavy 
Sodium carboxymethylcellulose 

Petrol atuin 

Silicon dioxide, colloidal 
colorant (oil soluble red color ^^^^ ^ 

dispersion) 

\ /IT K 7n/2 5 Fe partial mixed salt 
47.5 Sr /17.5 Zn/Z.5 i-e pa 33.OOO 

of PVH/MA copolymer 

47.5 Sr/17.5 Zn partial mixed salt ^^^^^ 

of PVH/HA copolymer ftvoically 0.1-2 g) are 

in use, the above . f/J^.e is inserted 

placed on a P-^^^^^^^^^T'olace all n the manner of 

the mouth and pressed into P ac 
denture adhesives well -known in the art. 
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hhat is claimed is: 

1. The mixed partial salt of a lower alkyl vinyl ether-maleic acid 
copolymer consisting essentially of the repeated structural unit: 



2. 



CH2 CH— CH- 

HO 



-CH 
C=0 
OH 



(I) 



—I n 



wherein R represents a Cj to C4 alkyl radical, preferably wherein 
R is methyl, n is an integer greater than one representing the 
number of repeated occurrences of said structural unit in a 
molecule of said copolymer and n is large enough to characterize 
said copolymer as having a specific viscosity larger than 1.2, 
the specific viscosity being determined in methyl ethyl ketone at 
25*C, said partial salts containing from 15% to 40% free acid, 
and as the catlonic salt function: 

(a) from 0.1% to 80% preferably from 20% to 65% strontium 
cations; and 

(b) from 0.1% to 65%, preferably from 1% to 40% zinc cations 
of the total initial carboxyl groups reacted. 

The mixed salt of Claim 1 which further comprises from 0.1% to 
25% sodium cations and from 0.1% to 10% iron cations, wherein (a) 
is from 40% to 65% strontium cations and wherein (b) is from 2% 
to 20% zinc cations. 



A denture stabilizing composition having as a stabilizing compo- 
nent an effective adhesive amount of a mixed partial salt of a 
lower alkyl vinyl ether-maleic acid copolymer consisting essen- 
tially of the repeated structural unit: 



OR 

II 



CH2 CH-— CH— CH 

bH 



I 

0«C 
i 

HO 



(I) 



wherein R represents a Ci to C4 alkyl radical, n is an integer 
greater than one representing the number of repeated occurrences 
of said structural unit in a molecule of said copolymer and n is 
large enough to characterize said copolymer as having a specific 
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th,n 1 2 the specific viscosity being determin- 
viscosity larger than 1 2. the P ^^^^^ containing 

t: rtl ^Xa^.:^ - to .ee aci. an. as 

Z O.^'to^r Pre.era.y fro™ ZO. to SS. strontiu. 

:;;";:;:"o.U to es«. preferably fro. 1. to 
of the total initial carboxyl groups reacted. 

comprises from 0.1/. to ^d/. „herein R is methyl, 

preferably from 0.1% to 5% iron cations and where, 

•4.4«« nf Claim 4 which further 

40% to 65% strontium cations. 

„ effective J""^;^^ ^ ^^'.-heslve c».onents Is tKe .Ixsd 
""T'l sm of ter allcyl v,n,l ether-^lelc .ci- copolymer 

rs;:!.:: :^::^.,, of ... ^^^^ -.^o.. 

OD 



OR 

....CH,--CH-CH-CH 
0-C c=o 
HO OH 



(I> 



ir, C to C. alkyl radical, preferably methyl, 
wherein R represents a C. to C a y 

n is an integer ^reat^ "^^^^^^^^^^ ^ 

repeated occurrences of - ^^^^ ,,,,,,terize said 

- raTharg : --^r^:er e^^^^^^ 
:::'2;rtVr;:e;acid, and ---- -\rsrr:nti. 

(a) from 0.1% to 80%. preferably from 20>i 

cations; and .^^^ cations 

(b) from 0.1% to 65%, preferably from 1% to 40% 
of the total initial carboxyl groups reacted. 
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7. The denture stabilizing composition of Claim 6 further comprises 
from 0.1% to 10% iron cations and from 0*1% to 20% sodium 
cations. 

8. The denture stabilizing composition of any of the preceding 
Claims wherein said polymeric material is selected from the group 
consisting of natural gums, synthetic polymers, saccharide 
derivatives, cellulose derivatives, and mixtures thereof. 

9. The denture stabilizing composition of Claim 8 wherein said 
polymeric material is selected from the group consisting of 
natural gums, synthetic polymers, saccharide derivatives, cellu- 
lose derivatives, and mixtures thereof. 

10. The denture stabilizing composition of any of the preceding 
Claims which further comprises from .01% to 5.0% of menthol, 
menthyl lactate, peppermint oil, spearmint oil, peppermint oil, 
leaf alcohol, and paramenthane carboxyamides, and mixtures 
thereof. 
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